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Primary loss of weight and some features of water exchange in 
newborn infants. Vop.okh.mat. 4 det, 1 00 .3:19-23 My-Je '56, 
(MLRA 9:9) 
1. Iz kafedry gospital'noy pediatrii (zav. - deystvitel'nyy 
chlen Akademii meditsinskikh nauk SSSR prof, A.¥.Tur) Leningrad- 
skogo gosudarstvennogo pediatricheskogo meditsinskogo instituta. 
(INFANTS (NEWBORN)) 
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at term. Pediatriia 39 no.5:11-13 S-0 '56. (MIRA 10:1) 
; 1. Iz kafedry gospital'noy pediatrii (zav. - deystvitel'nyy chlen : 


AMN SSSR zasluzhennyy deyatel’ nauki prof. A.F.Tur) Leningradskogo 
pediatricheskogo meditsinskogo instituta (dir. - prof. N.T.Shutova) 
(NERVOUS SYSTEM, physiology, 
chronaxy in premature & normal newborn inf. (Rus)) 
(INFANT, NEWRORN, vhysiology, 
chronaxy (Bus)) 
(INFANT, PREMATURE, physiology, 
same) 
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med. sluzhby; SMIRHOV, K.K., nolkownik ned, sluzhby, kand. med. nauk; 
DOVZHENKO, G.I., polkovnik med. sluzhby; DIVHENKO, P.G., polkovnik med. 
sluzhby; GORYUSHIN, G.s., nodpolkovnik ned, sluzhby; SHCHERBEKOV, N.I. 
podnolkovnik med. sluzhby; ZHUK, Ye. G., nodpolkovnik med. sluzhby; BUTOMO, 
N,V., mayor med. sluzhby; PREOBRAZNEHSKIY, P.V., mayor med, sluzhby; ; 
TIKHONOV, K.B., mayor med. sluzhby 


Clinical mnifestations in subjects exposed to prolonged fonizing ir- 
radiation, Voen. med. zhur. no.2:40-43 F '57 (MIRA 12:7) 
(RADIATIONS, effects, * 
clin, manifest. in subjects exposed to prolonged ionizing 
irradiation (Rus )) 
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TUR, 4.F., prof,, zasluzhennyy deyatel' nauki, otv.red.(Leningrad); 
VOLOTOV, 4.N., dotsent, red, (Leningrad); KVASHATA, L.G., dotsent, 
red.; KOTIKOV, Tu.i., prof., red.; LIBOV, A.L., prof., red. (Lenin- 
grad); MALYSHEVA-MAKSIMENKOVA, Ye.S., dotsent; red.; MIROWOVICH, ¥.K,, 
dotsent, red. (Leningrad); TERNOVSKIY, S.D., prof., red. (Hoskva); 
TITOV, A.I., kand.med.nauk, red. (Leningrad); NATAROVA, N.V., red; 


LIVSHITS, D.A., tekhn.red, 


[Proceedings of the Seventh All-Union Congress of Pediatricians in 
Leningrad, 1957; abridged stenographic report] Trudy VII Vsesoyuzno- 
go s"ezda detskikh vrachei; sokrashchennain stenogramma. Otv.red., 
4.F.Tur, Leningrad, Gos,izd-vo med.lit-ry, Leningr.otd-nie, 1959, 
654 p. (MIRA 13:5) 


1. Vsesoyuznyy s"yezd detskikh vrachey, 7th, Leningrad, 1957. 

2. Deystvitel'nyy chlon dkademii meditsinskikh nauk SSSR (for Tur), 

3. Chlen-korrespondent Akademii meditsinskikh nauk (for Ternovskiy), 
(PEDIATRICS~~CONGRESSES) 
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1. Iz kafedry gospital'noy pediatrii (zav. = a 
« - deystvitel'nyy chien 
AMN SSSR prof. A.F;Tur) Leningradskogo pediatricheskogo meditet aisie 
Anstituta (dir. - prof, N.1.Shutova). : 
(EOSINOPHILES ) (LEUKEMIA) 
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Erythrocytometric data in anemia in premature children. Vop. okhr. 
mat. i det. 6 no. 1:22—25 Ja '@l, (MIRA 14:4) 


1. tz kafedry gospital'noy pediatrii (zav, - de ‘tel ny 
° yatvitel'nyy - 
chien AMN SSSR prof, A.F. Tur) Leningradskogo pediatricheskogo 
neditsinskogo instituta (dir. - kand.medonauk Ye,P, 
(INFANTS (PREMATURE)—DISEASES) (ANEMIA) 
(ERYTHROCYTES ) 


Semenova), 
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DYMSHITS, L, A., prof.; DROZDOVA, M, V., dotsent; BELEVSKIY, A. G., 
kand, med, nauk; TITOV, A. I, 


Lesion of the eyes in marble disease (Albers-Schonberg disease). 
Vest. oft. no.2:52-55 '62, (MIRA 15:4) 


1, Gospital'naya pediatricheskaya klinika (zav. - deystvitel'nyy 
chlen AMN SSSR prof. A. F, Tur) i kafedra glaznykh bolezney 
(zav. - prof. V. I. Grigor'yeva) Leningradskogo pediatricheskogo 
meditsinskogo instituta. 
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1. Predstayleno akademikom M.M. Shemyakinym. 
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TOPIC TAGS: aklyl phosphine, chlorinated organic compound 
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OLEYNIGHENKO, V.G., inzh,; ZAIKIN, NsA., ingh.; TITOY, A.T., inzh, 


Replacing alloyed steels by high-strength cast aa in manufacturing 
machine parts. Mashinostroenie no.4: 59-61 Jl-Ag '65. an ae) 
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ORG: Leningrad Polytechnic Institute (Leningradskiy politekhnicheskiy institut Ke 
im. M. I. Kalinina) 


TITLE: Secondary emission of germanium bombarded along various cyrstallographic 
axes by potassium ions 


SOURCE: Fizika tverdogo tela, v. 7, no. 11, 1965, 3159-3162 


TOPIC TAGS: semiconductor single crystal, single crystal, secondary emission, 
germanium single crystal : 
55 Lr) YW. 44 oe 


ABSTRACT: The ion-electron emission of germanium single crystals is studied to 
determine the effect which the crystal structure of the target has on secondary 
emission. Germanium specimens were bombarded with potassium ions at energies up 
to 7 kev, and secondary emission was measured as a function of the angle of inci- 
dence. It was found that the coefficient 60,1 (the ratio of the number of ions 


reflected from the target at energies greater than 0.1 kev to the total number of 
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' primary particles incident on the target in the same time interval) has a strong 
idirect relationship to the temperature of the target. At 750° with primary parti- : 
Boge ‘cles in the 0.5-1.5 kev range, 59.) = 6-7.5% at angles of incidence between -30 i 
dates ‘and +249, The experimental data show that the angle of ion incidence affects se- | 
Bea | condary emission in the semiconductor single crystals in a manner similar to that 
‘observed in the case of metals. It is suggested that all single crystals regard- 
,less of conductivity type (insulators, seaiconductors and conductors) or type of 
‘chemical bond should show a non-monotonic relationship between the angle of inci- 
ident radiation and secondary emission. The authors are grateful to N. A. Toreasrey, SS 
‘and N,N. Petrov for constant interest in the work and useful consultation. ne: 
lart. has: 2 Fipue 
H 
i 


| SUB CODE: SS/ SUBM DATE: 23FebS5/ ORIG REF: 006/ OTH REF: 003 


APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6" 


"APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6 
See ser ogi 2 ssa En SIE Seal nae ED ON a STE 


Te 


Serra aire ere 


LD 1875u-66 «BAT (1)/SuT(m)/ENP(t) IJP(c)  JD/JG/AT Sy gadxeiede 
, ACC NR: AP6003770 SOURCE CODE: UR/0181/66/008/001/0111/0114 
| AUTHORS: Abroyan, I. A.3; Makarova, T. N.3; Pukshanskiy, A. L.3 
(Titov, A. I, ° } 
ce eee és : 
{ORG Leningrad Polytechnic Institute im. M. I. Kalinin &/ | 
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(Leningradskly politekhnicheskiy institut) 3 


TITLE: Excitation of electrons in germanium by alkaline metal 4ons | 

: Yee 54 +7 “7 H 
SOURCE: Fizika tverdogo tela, v. 8, no. 1, 1966, 111-114 
TOPIC TAGS: germanium, single crystal, alkali metal, ion bombardment, 
electric conductivity, pair production, electron interaction 
ABSTRACT: The authors investigated the increase in the conductivity 
of germanium single crystals upon. excitation of electron-hole pairs ; 
by lithium and sodium ions of energy up to 6 kev. The induced con- hi 
ductivity was investigated by a pulse technique described in detail: | 
earlier (rrr v. 4, 2719, 1962). The target preparation orocedure is : 


also described elsewhere. To compare the pair-production efficiencies 5~ 
of electron and ton bombardment, two guns, one emitting electrons and: 


a er wm mre ba a 
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2 . . | 
ee: 'the other ions, were installed in the apparatus. The germanium used 
a was n-type with resistivity ~38 ohm-cm. In all cases when the ion 
beam struck the surface of the germanium, its electric conductivity 
increased. The total number of electron-hole pairs excited by an ion 
of given energy before it 1s completely stopped in the target 1s es- 
timated with the aid of Fermi-Dirac statistics at ~500 pairs when 
jbombarded with 3-keV sodium ions and «2000 pairs when bombarded with 
ilithium ions of the same energy. The number of pairs is’ found to 
decrease with increasing atomic number of the bombarding ions and to 
Venom Ane monotonically with increase in the ion energy. The values 
obtained experimentally agree with the theoretical estimate. Orig, 
‘art. hass.3 figures and 2 formulas. 


a | SUB CODE: 20/ .SUBM DATE: 01Ju165/ ORIG REF: 004/ OTH REF: 001 


+ 


APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6" 


. CAAGHGE ts Sere een aay ere ergy 


"APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6 


TITOV, Aeley inzhe 


ve ee. 
voltage diesymnetry with the aid of & 
DPR (two additional wires-rait) on 


Compensation of the 
(mmRA 18:9) 


capacitance of the 
Test. TSNIT MPS 24 no.62/40~-43 '65-. 


APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6" 


"APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6 


2S 


PERG? 


era 


greEepesras spies ae 


nee Gast 


EAS 


LAG le peti eet 


an Mao eh 


“ACCESSION NR: ARS 


om] 
MD 
ans 
wn 
a} 


| AUTHOR: Gitel’, P. 0.; Titov, A. I,: Siz ve b 
| meres Bea Nae ee gs NLS mo he Ns a4 aoe 
q 


TITLE: A method for produci - lk er 
2, No. 172322 , eee chloraiky) (alkenyl) dichlorophesphines. 
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ov, no. 13, 1965, 20 
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AUTHOR: Titov, A. I.; Sizova, M. Y.; Gitel', P. 0. at 
Gen Sonen b) 

TITLE: New reaction for producing beta-chloroalk, ould eltyeioddedtaee 2 olefing 

according to an fonic mechanism = 


SOURCE: 


SSSR. Deklady, v. 159, no. 2, 1964, 385-388 


TOPIC TAGS: 
lonization, 


chlorinated Organic compound, Organic phosphorus cempound , 
reaction mechani sm 


ABSTRACT: Beta- ~chloroal kyldichiorophosphenes Were produced by addition of 
achéme of itg electran ang hog SOC - The ' SUL ER fq frarugape 
through the f. page dan ! 


PCL to olefins in the presence of aluminum chloride, analogously to the 
ke ear tte. one 


aca, 


and 
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the firigat tan we = : ded ; a) 
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AUTHOR: Abroyan, I. A.; Titov, A. I. 


TITLE: Induced conductivity in germanium,during bombardment hy potassium ions in 
different crystallographic directions y 


SQURCE: Fizika tverdogo tela, v. 7, no. 7, 1965, 2007-2012 


TOPIC TAGS: anisotropy, 
semiconductor, germanium 
aeeteeeee a ee 


electrical anisotropy, electric field, electric conductivity, 


ABSTRACT: The induced conductivit 
as they were bombarded 
mental device cons 


y in single crystals of germanium was investigated 
with potassium ions with energies up to 7 kev. The experi- 
isted of a sphere with two mutually perpendicular extensions. One 
of these contained a source of alkaline icons while the other contained the single 
crystal germanium target. The target was orientr4 


a | 


in each a way that the electric 
fide, ae 


a . ae i¢ 


ihe jllimery eam was varied by rotating the 
llemite wag placed in front of the target an 


iigee - f anei-tence 


target. A flat sereen covered with 
controlls 


d olled by an electromagnet. 
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in. idence at poimary pares les on the surface -f the sam ie. The maecinum value -f 

_induced couductivity corresponds to the direction of maximum crystal "transparenc y" 

“to the ions. "The authors are gratefu. to M. A. Yeremeyev for constant interest in 

the work and useful aaves and to 8, B. Grigor'y yeva for help in making the neasure- 
mants, Srig. art. has: 5 figures. 
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2. USSR (600) 
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7. Production of butter of improved quality, Moskve. Pishchepromizd: t,195< 


9. Monthly List of Russian Accessions, Library of Congress, March,1953.Unclussified. 
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‘Eke atabllity of different kinds of butter. A. 1, ‘Titov.. 
yrudy Vaesoyuz. Nauch.-[sstedoratel, Inst. Molchnot Prom, ~ 
$053, No, 13, 30-89; Referat. Zkur., Khim. 1954, No. 37129, 
Fresh butter, pus to storage just after its prepn., preserves 
its original qualities for a long period of tine when stored at 
temps. not higher thun +1°. - Melted butter is best stored 
at temps. approx, —5°; ut lower temps. the undesirable 
jstachio-gree color cau be developed, at high temps. the 
‘Uquid phase can be send. Milk fat and refined butter have 
to be stared at temps, not lower than —6°, and not higher 
‘than 6°; under these conditions the storage can be as long 
ay 2 years. . Pasteurized butter can be stared for 3 years at 
teraps. not higher than 6°; when the butter is made {rom 
fat + milk it can be ptored for 2 years at minus temps. only. - 
“The product made from fat + salt water ts stable also at - 
fus teraps. up to. 0°; such a product ls usually not attacked 
by molds, Dry butter stored in hermetically sealed con- 
talners preserves ics ngtur ft frestiness for 12 months oveu 
when kept at 18-20°; at lower temps. it is atable for 16 
fnonthu, When butter contains yeasts It can be stored 
rithout any significant changes for 2 yearg, BW - 
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‘AUTHORS : Titov, A.I.3 Vlodavets, I.N.; Rebinder, Pie 69-20-1-13/20 
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TITLE: The Processes of Structure Formation in Milk Fat andTheir 
- Significance in the Manufacture of Butter (Protsessy 
strukturoobrazovaniya Vv molochnom zhire i ikh znachenlye 
dlya proizvodstva slivochnogo masla) 


PERIODICAL: Kolloidnyy Zhurnal, 1958, Vol XX, #1, pp 92-101 (USSR) 


ABSTRACT: A study has been made of the strength characteristics of 
milk fat and butter. It was found that in order to satisfy 
the consistency of butter, the fat must form a mixed crystal- 
lization-coagulation type of structure with the coagulation 
structure predominating. Tne specificities of structure for- 
mation in the production of butter by churningy and by the con- 
tinuous chilling of high fat content cream,have been examined. 
Two major ways have been indicated for improving the putter 
consistency: controlling the crystallization temperature of 
the milk fat, which allows changes to be made in the total 
solid phase content of the system, and regulating the me- 
chanical treatment in the hardening process, which allows 
changes to be made in the character of the structure formed 

Card 1/2 so as to bring it closer to the crystallization or to the 
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coagulation type. 
There are 6 figures, and 15 references, 11 of which are 
Soviet, 3 English and 1 Dutch. 
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Velocity of acetylation of aromatic aminosul- 
phonic acids. AL Trrox_and A. N. Bant- 
scunixova (J. Gon. Chem. Russ, 1997, 7, 367—- 
362).—The velocity of acetylation of 1:6- and 
1: 7-NHyCjgHgSO,H has been determined under 
different conditions. R. T. 
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high tenses. and ls tbe premenee of AICL. fhe formation 
of di- and tetnitsa compea. is bay 3 eflated with N,Q, 1 
the presence of furning H;SO, (ef. Pinck, © 4. 21, dHU4, 
Hattegay, C. 4. 22, 1001). In the nitrathan of siomutn 
compds. with N,O, in the presence of HS, 50% of 
combined N is converted into HNO, which is not used 
in the reaction. A complete use of Nj, is powdble in 
the fab. teats by the addi. of K,S,0, to the reaction mist. 
, after the compiction of the Tat atege of the sesetion: 
KB 4 Nah t WSO, ~ HNO, t HSNO, 1 TO; 
RH ¢ HSNO, 4 RaWOe @ NG, 4 TES, Oh t 
K BO). Hence, the reactlon is completed witht addat. 
HBO, or SOs. CoH (NO))g was obtained in 07.6% yield 
by adding dropwise, with stirring, 10.1 g. NO, hs 25 
45% fuming HySO, to 12.3 g. PhNOy at 5-7°. Alter 
standing foe Uo he., the teinp. of the reaction mist, was 
raleed te 100% (hohe), then cooled to 40° aad dikd. with 
tO ow. HO. By thie method, MeCQIhLNO) gave ONC, 
DAN CitiMe and 86% 2 4,04N NCH Me, and 
P-CIGILNO, gave U4,65% C i clad Variations in 
the reaction temp, (8-140") showed ne effect on the natiute 
and the ylekis of the nitration products, Mrouy 1th g. 
Walt, 1g. Ns and 2h g. of BS% fumung TSO, ato” 
temultedd 0.5 g. of a mie pavaluets slidilying at 40 000". 
Treating 13.7 g. (0.0 mol.) pMeCJLNO, at TO" with 
4.9 ¢. Ne, (0.084 mol.) in 12.4 g. of 1556 fuming HSO, 
* lnedde of 30 nuin., and thes at the same temp, with §55 x. 
(0418 inal.) KypigOe and atiering for an addal. be., cesulicd 
in WTS 4 CONColfaMe, solidifying pumt 69.1". 
Chas. Bhaine 
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Hydrolysis of the amino grow in the nitroso anc nitro 
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The mechanism of the Konovaloy reaction (nitration of 
saturated hydrocarbons}. H. AL A. Titav. J. Gea. 
Chem. (U.S. S. R.) 10. LN7R SH(HO); cf. C. AL 3, 
85165.--—-NO, acts on MePh at 100° to give chiefly Ph- 
CH,NO; (1) and, dy oxidation, Bz! and HzOH. Sonic 
PhCH(NO): (11) and nitrotolienes are also formed, but 
NO, has a very slight nitrating uction on the ring. Con- 
versely, HNO; i the cing whem it ts 

but if it contains some NO, NO, is formed and the 
in is also nitrated. Thus, if urea is added 
NO before nitrating, 2,h-dinitro-p- 
oduct, and the side chain is neither 
nitrated nor ox reactions pre- 
dominate when 
nor NO, converts 
PhCH, radical, f 
reacts with NO to 


PhCH NOH and then reacts wit 
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hydrolysis of 2,6-diamino; ne and 2,6-aminobydrory- 
pyrene: A.T. Titov and B. B. Levin. J. Gen. Chem. 
(U.S, S. ROPI, FE15(1041).--In continuation of previous 
work (C. A, 30, 6730) on compds. contg, at aminovinyt 
wrouping, the case of hydrolyada of 2,8-dluminopyridine 
UD wns studied. On the basis of reaunant structures the 
relative case of hydrolysis of this compd. tu 2,-amino- 
hydrgtvpyridine is explained, as well as the comparative 
He of further hydrolysis to the 2.6-dibydrovypyri- 
The cate of hydrolysis by dil, HySO, was etudicd 
fied from the data obtained a set o preparative conditions 
foe Towasstetd. as followe: ID yg. Damt 708g. 06°% ISO, 
are heated at 155° for 4.5 hre., dild. with 80 ce. ILO, let 
stand at 7-10° and the anbyd. sulfate of If is filtered off 
in 4.6-. yield. On diln. ot the mother liquor a further 
2.6 g. is obtained, giving « total yicld af 0%. To obtain 
the free hase, the sulfate (8 2.) in 26 cv. boiling water iv 
treated slowly with NaOAc or NalfSO, until netteal to 
Congo red, boiled for several mins., filtercd and couled. 
The pptd. product is the hydrate of If (30.5% yield), m. 
203.5-204°. By treatment with Ac:O it is converted into 
the 2,6-diacetate, m. 00° (from Et,O). Prolonged hydrvly- 
sis of Bin 70% HySOg at 178° yields more NU, than the 
Uncoretioa) amt. from hydrolyse of the NIMs grote, tin 
dleating hydrolysia of the pyridine ring. A small quantity 
of an acid was isolated from this hydrolysis mixt., but 
could not be identified positively. G.M.K. 
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Inductlve, meaoméne, and steric effects in unsaturated 
and aromatic acids. A. 1. Titoy (Lab. Ong: Chem., K. EB. 
Voroshilov Milit. Acad., Moscow). J. Gen. Chem. 


*(U.S.S.R.) 16, 1801-5(1046)(in Russlan).~-The fact that 


a,A-unsatd. acids are weaker than the corres ing 
8,y-unsutd. acids (e.g., CH,CH,CH:CHCOOH, 10K = 

1.8; CILCH:CHCH COOH, PK = 3.4) ix interpreted, 
by the pipeenlies of a pos. tpesomeric (-4 M1) effect on 

the neg. inductive (~ 7) effect, resulting in an increase 
of the neg. charge on the carboxyl and a icesening of the 
tendency to jonisation. The + M effect explains also the! 
increased basic propertion of PLNO, as compared with. 


SEACH) HEP OMY BT 


MeNt,, whereas the decrease of the haste properties in 
PON: ay couparedtd with MeNH, is due to the —~M 
eect. The stroug increase of acidity from CH,CH: 
CHCOOH to CHLC:CCOOH UK « 250 as against 
3.8) is understandable from the fact that the two e-bonds 
of CHC lic in different planes only age of which can be the 
seatofun Mellest, whereas in the other inductive atti. 
ton of electraty remains tumoupensited. Phe lowered 
clectroplulan of the varbosyl C, due to the A and the| 
clevtronierie eflevts, dets, the much lower rates of esterifi-! 
cation of a, d-olefincarboryhe acids in comparison with the! 
corresponding satd. acids, whereas the somewhat greater 
rate in A,y-unsatd. acids is explained by the sole occurrence 
of the J-effect. Inasmuch as full realization of the Af-! 
effect of r-bonds depends on focation of the correspouling ; 
atoms in one plane, substituents that disrupt the plane 
structure on steric grounds will hinder resonance and re- 
sult in higher acit dissocu.; fer steric reasons, the cis 
forms of CHJCH: CHCOOH and of PhCH:CHCOOH are! 
stronger acids than the Crans forms; the amie steric factor! 
also underlies the increase of acidity from PhCOOH to o- 
5 MeCsH.COOH to 2,6-MexC.HiCOOH as contrasted with 
j the acidity-docreasing + /-effect of introduction of Me, 
groups in mand p positions, The combined action of the: 
j steric and the +/ effect is detd. for the stability of the: 
i 2.4,0-MesCIbCO? carbonium ion in soln. in HSO.. 
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iRéary ot nitration of saturated hydrocarbons and their 
a derivatives. I. General conclusions on the primary 
elementary stage of the reaction. * 4. Tiley (Lab. Org. 
Chews., K. i. Voroshilov Milit! Acad., Moscow). J. 
Gen, Chem. (A . » 1806-10068 ( HHO) (in Rus. 
sian). —The tue veness of pure HNO, foe the titration 
of paraffins, paraffinic side chains, and cycloparaffins, was 
demonstrated in 00-day expts. at room temp. with GHo, 
2,7 -dimethyloctane, cyclobexine, and Phate, and HNO, 
d. 140-142; results were alo neg. with CHa and cyclo- 
hexane af 110°, 10 tes. Nitration Proceeris not with 
HNO, buc with NO, which forms to some extent above 
HO"; 4) ml, cyclohexane nitrated with HNO, (d. 1.4) at 
2b" gave only 0.8 g. product while the same amt. te-° 
acting with 12 g. NOy gave 7.5 g. nitrated products. 

- Further proof is derived from exptst on the nitration of o-Pr, Bu, o-Bu, MaC, PhCHy, PhyCH, PC, 
PhMc with NsO; with excess of either NO of O;. In the Fe = '20, 3.0, 40, 3.5, 4.7, 3.3, 15, 26, 38 keal.) and 
first case, due to suppressed dissocn., NiO; —e NOy + NO, the E values for the nitration of the corresponding hydro- 
hitration is very slight; in the presence of O, due to the - pra RH That nitration by NO, is of the radical 
oskdation of a to — pueie & detticant Only panko, hear Sips oleic by such tacts os ita 
the monomer NO, is effective, NyO, is not. je primary i uirocarbou phase, abnence of an in- 
esol le pronet ich eh Nov pin siving pralention is ie iroeart eatin and of the pesaetcs 
tive to free radicals R; by its ¢ lectrop’ nature, NO, - SO, ACh, Tith:. cc aU 
is analogeats to at. halogens, being energetically closest to OF 4tron8 adhe (las Albis tit thor supe 

“the iodine atum. Values of the energies of stabilization ceed by considerations of cnergetic anid s eric improb- 
fa of radicals Roure derived from the differences of ki. POT he: hanismns, such as RH + NO, -- RNO; 

i ies of activation E of hydrocarbous RH and _ ibility of other mechanisms, such As Rit + NOs == BNO 
of Cilla, aetiming the diflerence to te appeOe ees ne ~ Hor CoG rupture. Primary formatins nits and on 
iad einer At 2 SS ica at he : ota He the type RNOOH is improbable on stare grow ne 
Ue alfratian cd Mey and Hence values account of ¢is-trans conversion under the action of NO), 
Ep ate tobalated fora ao, of radicals KR (lop R = Ft, Pr N. Thou 
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CSUTSCC SCC ee 2 [Gale @ @eeeseeeecec 
oe ee | eee ee Se ees @eeetcsacoesceed 
wot i Z ir sein HA. ‘Pu RHE She DP eH wo a 
saeemnnmatelT ate; arT rina: : a Se Ce 4 Wide nities a. \. a bas. t 
a fdas et Ld Seen Seen Sut es eb See SEA ABD OTM, ERC ER Ee x 
The significance of ateric fact lkylation sciig. 2 WHE Stal. GM, aud fractiomstion tyeid WIR). aurate i 
‘ore tn ” with WO ml. Cgifs, std frartiomstivvts tyid 0%), aurate . -{4 :~*00 
ven, ri ae chemical seactions wi Thon: ne im. ee aera in. B24 af ae ‘the 2 tractvas, JO ' ee 
| Vuroshitoy MGtit, Acad. Mk 1S. Gg re acylathn by 0 sel alkybake by tf, proceed wath appro. _— 
i) (U3.5.8.) 10, OLE TMG 1908) (in Russian); fete ae the sume vebwity. Che pus. elec. chirge ou the N atom is ' ' -@@ 
£ OOWUA,~(1) Velocities of reactions of this type ae detd. . undoubtedly greater in the niate than in the nitrite, but tthe 
i, Ot only by the pos. elec, charge on the corresponding 1 owing to greater steric accessibility the latter N exhilits . | ee 
ne electroabili tera bait alsa eae its electrophilic nature more rewlily, forming the Interme-. 1°@90 
Fire capliiis sateen Bet fr ai to & tree pica by - diate complex Om -OCHPh. Likewise, phenols react hee 
: j are of shee steric accessibility and their capacity of Eun -hi \ -ee 
“ autstntElly Witte ie oe Brehege riage nto readily with nitrites (in neutral or slightly alk. mediugs as -e@ 
3 1 mol.; thus, in NO; RCHO, SOCh, the N,C, and Satome [Orig nitroso compds., but are inert to alkyl nitr.@es. of 
3:: are coorddinatively unsitd. and teady to form ‘intermediate (3) Further exampics of the effect of steric neath ae tbe : ines 
“i corpleacs without substantial activation. The nucleo- arias aa _ cae Mater ant rStlensl) Mike 700 
; : gh we most carboxylic acid esters, The enhancement 8f the : 
shea ahh CA oer Cetra ee an ll reset, alkylating ability of sulfurous acid esters by addus. of ~ «| @e 
at Hy (charges +4 and +6), steric resistances Ry and Ry) strong inorg. acids may be due to the formation of interme- . |*is@6@ 
in the mol. (Q)(T)(X) Bi-By (¥)(Z), depending on the H * > 
sign of the difference of the driving forces of the two re- s | i” sek 
actions, up - erat o the difference of the two rate diate compleaes} R--O--S--O-R |. The esterification , i ce0 
consts.: Ok ss fy — fy = Pele, — 2) ~ (Ry ~ Ry) where s 
P is 4 function of the distance. (2) These coedbleratlons o Ne 
are applied to the reactions of ENH with the nitrite by way of acylation of primary aliphatic alcohols [s >--@ 
PhCHiNO, (I) and with the nitrate PhCH,NO, (I): due to a Lirge extent to the greater steric accessibility - yy 
37.4 g. reacted with 0) g. EGNH ander cooling, giving, id 


after 2 days’ standing and twice re ted distn., 945 pou)’ F 
aitrowxtimethylamine, HitsNNO, b. 17S-8*, and me of the C atom in | R'C—OF as compared with 
PRCH,OH; no alkylation took place. On the othe ol 

band, 8.8 g. HW reacted with 10 2. RGN with a sponta. - o sity? : 

neous temp. rise to. 05°; soln. in 30 mi. HCI (1:2), stirring RCIL—OO » the reaction proceeding over the in- 
with ether, alkalinization, extn. with ether, and distn. of -— H ae 5 

the ext. gave suc, (PBCHy)EtN, b. 200-53°, identical 

with the product synthesized by bolling on a water bath > 
a brs. 12.5 g. PhCH,CI, 25 f; EuNH, 10 Rj, KrCOr, exta, 
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Mechanism of the catalytic Be dere of aroma! 
compounds in tho presence © salts. 
A. I, Titov and A. N. Baryshnikova.| J. Gen. Chers. 
—(U.S.S.R.) 17, 829-35(1047) (in Russian).—With dil. 

HNO, free of oxides of N, the Hg aromatic compds. 

(1) undergo a reversible acid hydrolysis reaction ieading to 

aromatic hydrocarbons (II) amercuricsalt. When 
S reaction is carried out with 50-70% HNO, contg. 

of N, the same mixt. of nitro aromatic b boas (HI) 

aud nitrophenols (IV) is obtained as w the cone 

hydrocarbon (Lf) itself is nitrated in the presence of Hg 
salts, The initial stage of the catalytic nitration involves 
{formation of a mixed Hg aromatic compd. which is then 
converted to the mixt. of HI and IV. In the absence of, 
oxides af N, Hg salts do not catalyze the conjugate reac- 
tions of nitration and oxidation. When 2 g. Phylig or 
@ PhHgOAc (or (CiHy)sflg, ete.) is treated at 15° with 
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, |e 
HINO, of sp. gr. 1.33 ia § ml. HOAc contg. 0.3 g. urea { “oe 
nitrate, no nitration takes place and 70% benzene is ob- tte 
tained. When 0 g. of PhigOAc is treated with 15 mi. | | @@ 
~-HNOy; of sp. gr. 1.4 and 0.05 g. trioxymethylene, self- "e60e 


beating to 55° takes place and the reaction mixt. yields 0.065 
g. PANO, 0.11 x. p-Cla(NOz:, 0.03 g. p-nitrophenol, 
1.08 g. Se alraen aul aad 2.txg. a acid. Similar 
ts are obtained with (0-McC,H,);Hg, o-MeC H{,- 
* HgOAc, 1-CyH:HgCl, PhHgNO,, etc. 10 ml. ben- 
zene was treated at room temp. IU days with 50 ml. HNO; of 
sp. gr. 1.33 and 5g. He(NO,):: with (1) 0.5g. urea ni- 
trate, and (2) 0.5 g. NaNO,, the Ist reaction yielded 9 ml. 
~ benzene, a trace of PhNO;, and no picric acid. Reaction 
(2) yielded 6.1 g. benzene, 0.08 g. PhNO;, 0.06 g. p- 
C.H«(NOx)s, U.42 g. 2,4-dinitrophenol, and 2.0 g. picric 
acid. Similar results were obtained using acid of sp. gr. 
* 1.5 and HOAc as a solvent except that in (2) the yield 
of nitrophenols was higher. FP. H. Rathmans 
bees cad . Chew 
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agent and the satd. hydrocarbon invelves 29 3tom Att 
from the hydrocarbon und the agent, while in the case of 
the wromatic compd. the reaction ty with a C aturn. 
‘The mechunlam for the nitration of satd. hydrocurbetts b 
given in a previous paper (ef. CA. . The 
mechanism for the nitration of a i 
with a H:SO.-HNO, mixt. is: 1. 
= (O==N==O} * + 10° + 2500S 
Differences in the nitration of aromatic and saturated = NOy-OSO,H; 2. Ar-H + (OmN =O! 
hydrocarbons. A. 1. Titov, Zhur. Obshehel Khim. Qed. 0 
(J. Gen. Chem.) 18, {N03 1048) The fundamental NOM gene isos: or ta Anh Ne OS ee 
difference in the nitration of aromatic and satd. hydro: SOME RENO, } UESOG or da ArH ¢ NE 80d 
carbous is that the reaction with aromatic compds. is of 
an ion-complex or crypto-ionic character, while that with ENO) CESEMTE: 
the satd. hydrocarbons js of the radical-reactiop type. Wee ’ NO) OSA: 
stonomer NOz is the effective nitrating agent for paraftins, Segre ON 
while nitrating of nitrosating mixts. are required for the Ar s —- APNU, 1 HSU. The nitration | 
most efficient nitration of aromatics. If the same nitrat- tea SOR 
ing agent is used for both a satd. and ate aromatic hydro- re 
carbow, it ix shew that the interaction of the nitrating 
of aromatics by oxides of N ant HNO, in a strongly polar 
medium at low of ordinary temps. cat occur through 
interaction with the nitrosyl cation, (OmeN)*, of the 
nitrosyl nitrate form of Ney, G22 N - ONQ ee (UaaaN ) 
(NO,) ”, by a procedure analogous to the nitration of sata. 


Jets bay Chase hydrocarbons. The nitration of aromatics through 


interaction with monomer NOy, such as the 
(rab. Gent wn ST 


: primary 
a, be formation of PhNO;, sym-GHsf NOs), oF puric acid, 
x V 2 wobelou takes place wt clevated temps. in a seated tule. The 
mechanism of the formation af PhNO, of sym CHE NOsts & 
from Cable and monomer NO; is: 
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Paul W. Howerton 
Note on their paper: “The reaction of chloral with { 
phenyl thiocyanate. Theodor Wagner-Jauregg, Her- 
tnann Vonderbank, and Herbert Witzel, Chem. Ber. 82 
HO(1949); cf. Ci. 43, 1057/. ~The constitution of the 
reaction product of CCLCHO and PRSCN is corrected to - 
(PhS.CO.NH)CHCCh, corresponding to that of {(Ph.. 
CO.NHDCHCCLL, obtiined from Land PON, ; 
Le ae | 
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: of formation of geu- 
dinitro derivatives. A. 1. Titov (Vorostiloy Military 
Acad., Moscuw). J. Gen. Chem? (U.S.S.R.) 18, 405 - 
72(1948)(in Russian); cf. Cid. 41, 65204.—Radiculs 
which originally arise in the interaction of a nitrating (NOD, Og. BOTT and 108 , 
feagent with parafting of ulkyl sitechaina of sromatihe: ILG, 0.1, 47; (a) an he B tesidual ents (ay vt 
Bydrachrbons, react: preferentully with NO and mone- NaltCO, gave abot v tg. 2 aa. EAN. of Co) with 
meric NO, giving cise to the primary reaction products: tas’, residual oil in fn 21 Lt truntto-m-eresol, by 
nitroso compds., alkyl nitrites, and nitro derivs. The tts detive, The hes prepa Phe wity benzyl ale. ant 
final transformation products of primary and secondary n- tah MePh, 10g. Ney, an NCHENO,), Was: Law 
nitrosnytkylbensenes under conditions of nitration are with NO antil tg. was ilisat ae ty CusOy were nate 
Se atin derive. Ty the absence af NOO ne ge With baits. ot to ‘ beleat aly fet stand at 23 a0 
dinttro comps. are formed, NvOo (25 al.) und bg. ‘hays. Alter washing with Utne ba 
dey CuSO, were indsed with various amts. of PAMe and KACO, there wien obtained ah. Ue REG 
allowed to stand GO days at 20°; the isolation as de- which was filtered and wi ie i : 
scribed before (C..0. 35, 43) gave the following results: it sotn. aihiaa ly ij ng 
1000 mi, McPh gave 208 ¢. PHCH(NO)): and 3g. Ph which Ld he the Hrderiy , 
CHINO 280i). MePh gave 7.1 and 3.0 g., reap.; ow) ane NSO. in the 
mi. MePh guve 2.0 und ‘L] yg, resp. Parallel eapts. in’ ; NOs; actlities- 
which gaseous NO, was passer! into the mixts. at 40°, 3 ‘ - of che He aleriy. 
70", and 05°, gave, at 40°, 18.4 g. di-NOy deriy., 7.2 g. : © soln. 
mono-NO, deriv. in 40 hrs.; at 70° (10 hrs.), 6.8 g. «li- 
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é 
See 
ee thar stromaerreitees cartiged . is THe an intermediate In the forma- dl: 
tem of the gem terive. This is further confirmed by the « : Es . e0e 
ve nonfarmation of the gea-stiniteo deriv. in the expt. in POCH NOs mith leh Sern.) nes ae san", ae ee 
ee which NO wasexcluded. The nitrona derive , under sitra O-inte a eet ae i oeg mr ae er aa 
ee tien condithons, ate capable of giving a variety ef protuets ne strani a hab a cin. ¢ “ : wet A a ie ee 
apes dinitro, gemeteimti, os donitroies, nitraliv achts, subsequent heat " : min gave ai g Fae ie 
e niteile oables, nitrimines, mitriles, aldehydes, ketones, N- (2 6 imu vga Ue IN &. ii - : oe 
ee athylamules, bactaned formed through the oxime Inter- ab sas De ea Ch By altho Oy Se ee 
tnediate, aie mononiten derive directly by the action of residue (26.2 g. without O). Use of 1d ml MePh at 
ee Noy. HL. General theory of the formation of moaonitro 1oo* (other conditions as above) with 0 hubbling gaye ee@e 
derizatives. The nitration of toluene te phenyinitro in 3 hee. 15.0 g. PHCHNG,, 1.5 g. PHCHENOs, Pee ee 
ee perl toby dod. AT Stn Rueian). The formation of Welt, 7.5 g. BeOW, and 4.4 «. residue; 177 nl. Meth 
ry } ingaesitro derive. ona paratin chain proceeds throagh ave 47, 47, 24, 3.6, and 32. ¢.. resp. To Ng. ee 
HH + NO, RF ENO GREE NOp—e RNOQ The TNO, GE 1.98), 40g AO, SOL Sg triogymethylenc, ee 
eunverdon ll pete acids inte salts of ack forma fe ac- and PhMe on a oateam bath wae added over 26 hes 
: P i AO mil. ENO, (dc. 1.6) with © hetug bubbled into the ee 
eelerated by the adda. of amine ta the mist. in the course : + of mye NS 
ry : A wN mixt. The PhCH NO, was ented. with Qo mt, 2 NaQil 
ee uf isolation of the prinury and ar alge! mona- NO, ith adn, of 8-10 nl. HtyNi 1 ACHING), w ee 
derive. The espts. were conducted by the technique bade lark Wil, EtyNET, ane ETNA wae 
ileacrihed eatlicr (sce preeeding abste.), the isolation of est, along with WOH by means of 200d. 20%, Nableo, ee 
PHCH,NO, being facilitated by the adda. of a few x. ‘The following resulta were obtained on variation af the ee 
HUN, which rapidly forms the salt of the aci form, conditions used: | (a) am) mab Meth, without ©, fae 
which oa entering the alk. luyer revested to the Na salt 44.6% PACINO 2.6% PRCHCNG A) E108, WOH, ee 
amd the aruine was regenerated; this made it ible to ane tear tease) oO) eal. oe wheres pied ee 
complete the extn. even with large vols. of ’hMe in Ihe. iy wags Wo ad ar (e) 1750 ml. MePh, aithon 
; ora O, 84.6, 3.8, 10.1, and 31.5%, reap.; (¢) BO ial. MePh, ee 
instead of 2040 brs. The distn. of PACH NO: was 1. O used, 48,7, 2.8, 97.5, and 21¢ + (e) 1750 ml 
ee shawn fo depend on unknown factors for sticceas, as oc- MePho Ton eed, B52. a ne TE ay aoe : ee 
cantonal batches decompd, ‘The pure substance was best eros Pie cicadas ssn ear pte ara sae ee 
imdated as follows: the alk. ext. was evap. on a ateans Conversioa to the mononitro comp. Is seen to be rather 
: ; const. and is lowered with smaller amts. of MePh, prot ee 
ee bath acd the resulting Nu asl of the acl forin was washed ht of i é of the nit 
with 20°%, NaCl; this, with working up the mother liquor, ably because more intense decompn. of, bay 
compds. in the acid layer. | side-chain nitration ee 


gre ROS recovery; pure PACH NO, bs yeilaw, tye 104 
77,09 1.5081. After cain. of the PhCHSNOU; the residual 
soln. was freed of excess MePh ss vacwe; the reakiual 
inatter is referred to as residue in the followin 
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expts. 
Nitration with NO, was shown to give higher yields of 


by FINO, be conditioned by initial prevence of N oxides, 
support of comer. of NO, throughout the course of re- 
action, reperasion of nuciear nitration, and maintenance 
of conditkus previomly elaborated for nitration by S 
utltes. Ob. M. Koslapoll 
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USSR/Chemistry - Toluene Mar 1948 


Chemistry - Nitration 


*Theary of Nitrating Saturated Hydrocarbons and 
Their Derivatives. III. General Theary of the 


Formation of Mononitro Derivatives. Nitrating 
Toluane With a Phenyl -Nitromethans Cataless 1 "A. I. 


== ey ee ee ee we ee wentene, a Vinay SY y 


Titov, Lab Org Chem, Mil Acad imeni K. E. Vorosh tor, 
Moscov, 6 pp 


"Zhur Obshch Khim" Vol XVIII (LXIX), No 3 


Due to fact that mechanism of reaction was repre- 
sented incorrectly authur was unable to Bive a good 
Gescription of nitrating of paraffin chains to ob- 
tain mononitro compounds. Tests conducted to dete 


piecitn e OOTE 


USSR/Chemistry - Toluene (Contd) Mar 1948 


mine true course of nitrating process. Submits a 

rapid method for changing pseudoacide into aciforn 
Balte with aid of ammonium additions, and atresses 
value for production of primary and secondary mono- 
nitro compounds. Submitted 8 Feb 1945. 
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" ‘Dheory of nitration of saturated hydrocarbons and thelr 
IV. Mechanism 


'* dezivatives. 
chain by nitrogen oxides and nitric acid. A. 1. Titov. derivs.; 
Zhur, Qos: 


z ch. C.A. 42, 7281¢.—The main primary oxidation product 
=. in the action of HNO, of N oxtdes on a paraffin chais is 
= tion RI + NOy —* R- + NO.» RONO. 

y 

lei! iquid-phase nitration, equil, is establistied between the 
ne 


1 { 
ale., ether, and the N esters an the formation of further: 


.9 other band. The expts. on the nitration of PhMe, which | 


ucts by reaction with Et;NH, which reacts readily cresols, 
gave: 62.5% PhCH,NO,, 2.7% dinitro deriv. 


which 
11.25%, BOW, 1.8°% Ph 
mo. 
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TT YON, 2.4% Ball, 1, cack 2. and 4 nits-eaderens; 


Joss 10°. Use of NO, at room temp. with din. ty Palle = 
to 1-3% and using O to remove residual NO; gave munly fi 


of oxidation of the paraffin _PhCH,OH (in I expt. up to 30% 


a summary 
, 43.25% PHCH,OH and its esters, 14.2°9 Ball, 
4.4% BAOHE, 13.0% 2- and d-nitrotoluenes, L206 uitro- 
~ cresuls, 11.2% residue; the high yield of HitPOAroMstios ts 
the corresponding alkyl nitrite, which forms by the reac: caused by increased HINO) concn. through the binding of 
Theformation NO by O and shifting of the NO,-H,0 equil. tu the right. 


Achel Khim. (J. Gen. Chem.) 18, B3443(148); © CHANOs 


of ales, and their derivs. thus can also arise from the radical In expts. with a bigh 
interaction with NiQy, Ns, HNO;, and with O. In sutn. by NO, the reaction was slow and mainly PhCH NO; 
-sesulted (up to 5065); the residual oi! (35%G) consisted 
mainly of PhCH,OH and its ecters, with traces of nitroury! 
products depends on transformations of ales. and nitrites derivs. Use of a small excess of PhMe (Su ml. PhMe, 4) 
primarily; the nitroso conspds. participate to a slight. ae g. CuSO, let stand 30 days) gave 7.20% Phe 

i CHyNO, 

BzOH, 10.3 
toluencs, 
HNO, (d. 1.8; cf. Part 111), with or without the use of O, 
gave comparable results. The isolation of the products 
are the basis for this work, are reported in Part Hib. was conducted as follows: after stirring the reaction 
mixt. with KICO, to ext. BzOH, PhCTLNO, aml nitre- 
the residual oif was concd. is rucuy at 5°, treated 
> with excess Et: NH and 50S KOH, warined to 100’, dud., 
1 to give EtyNCH,Ph, the following results were obtained: v, EtsNCH,Ph was extd. with LU" HCI-10°% 
NaCl, followed by alkali and either distn. or isolation as 
nitration at 90-100°, using O) gave 36% residual oil, the pirate. The residue after amine removal was shaken 
3 brs. with NaliSOy to sep. Bail, and the ecg. layer on 
distn. gave PLCHOH. For separate iientiticstion of 


dinitro deriv., 6.2% trinitro deriv., 15.5% 
PhCHOH and its esters, and 36% nitro- 


FOSPISE SEE 
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was isolated) and its 
of these reactions is: 11.2% Ph- 


order of diln. either without O or with 


15.8% other products. Nitration by 
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ee PhCH,ONO, the residue, after amibe removal, way rapidly 
700 Washed with coned. HCl in the cold; the Oronium derly, of 
: . the ale. on standing gave PRCHCT: the €Rt. treater 
ee with alkali gave the EuNNO, isolated by distn. 
ee ONO de da 
201% 


Ce 
je N 4 oe 
zbydry} nitrate and spn. of ee 
2 gave 23,467, Pt,CHNo, (as K salt), Brot 

Peon mm. inf. (from Moly, 0.8 £ EANCHP hy 

berate, m, 190-1 * rr 70 EtOH; gut tic sample 

rom PhiCHOH (9 .) by wa, 
inl. 44% ay 


40 ee 
Product with EuNH (25 
m. 60-19 (from MeOH)), and traces of 
'O and PhCH. PhCH, (16.8 g.) ;. ml. CCl, 
1 SO, treated in 3 hrs. ut 70-75¢ 


rming 2 brs. with 
NH ( 


Ce} 
toe of Ky Teattily 
NOs, m. 4-~4.5° {froen MOU) Chie the 
ee Yeakdue after washing with acid and concn, was ket stand 
ee 24 brs, with 48%6 HBr (and a little NaHSo,), then washed 
with Nalco, and treated with EteNH at 50°, givi 
ee £. EuNCHPH, m. 60-1°, 7. 


giving 0.96 
and 7.8 g, PhiCo. .@. MOK, 
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anatures of sulfuric and ar Halen and by vt ee 
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Hae Oy Vine ore ticat Ul sate ate ot apesees th 
seed. By TENG ites proect by wind abdn ct : 
HeHtNe if bemte eaten, ENGR E TL ae Saptrd sete te with re 
MATE ATNEE ceed, Bee pte peeera ates tthe tude tee fev ‘ 
heer correepide y ee ce 


- 
bs 
e 
3 
- 
4 
- 
ee 
} 
ra 
ue 


The activating intucnce of substances such as HY, 
ACh, BF, TICh, and of other strongly peters suet 
aprotonic acids, is due not to an svetivation of the apn ett 
cond, but to the production of PHENO} compleves whracls 


readily break up to vield the niteonte cation EE wR. 
. ede aened 
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ene ade ty 
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Titov, A. I., Laptev, N. G.. "oxic 
ary lhydroxycl romaine. ¢ = 441) xide nitration of aromatic nitrogen compounds and 


SO: Z 
Journal of General Chemistr » (Zhurnal Obshchei Khimii), 1948, Volume 18, No. 
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tituy, A. 4. 


A. I, Titov, The theo f 
13 > ry of nitration of saturated hydrocarbons and th 
V, Nitration of diphenylmethane with nitrogen hed. P, 1312, ea, 


The main product of nitration depending on the conditions of the 


diphenylnitromethane or diphenyldinitromethane, SRE Lane a 


Lab, of Organic Chemistry of the 
Voroshilov Military Academy 
Moscow 


May 17, 1946. 
SO: Journal of General Chemistry (USSR) 18, (80) No. 7 (1948). 


ane 


PEER PIES MLE eae 


APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6" 


PA 19/49T29 


CIA-RDP86-00513R001755820016-6 


"APPROVED FOR RELEASE: 07/16/2001 


« 
HH 
<< 
> 
Q 
& 
te 
& 


|. UBSRAMhemistry - Angelic Acid: (Conta) 


USRR Chemistry - Angelic Acid Aug 48 
Chemistiy » Tiglis Acid 


*"Strustures of Angelis Acid and Tiglic Acia," 
A. I. Titor, lab of Org Chem, Mil Acad imeni 
K. Ye. Yorcshiler, Moscow, 2 3/4 pp 


“"Zhur Obaheh Khimii" Vol XVIII (LXXX), Mo 8 


Examines relatire energetic stability of cis- 
and trans: forms. Shows that principle of 
lability of cla» forms is of limited appli- 
cation. The rules of effect of steric factors 
om establishment of resonance may be used to 
determine configuration of oC and 4 


= 19 /gre9 


masturated acids from their dissociation con- 
atants. Abore conclusions and application of 
Principle of correspondence of properties and . 
ocufigurations of ethylene and aromatic com- 


Pounds lead tc acceptance of configuration (I) — 


tiglic acids oa 


(I) it 
CH3 ~ © — COOH 


Submitted 7 Apr 47. 
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TITOY, A. I, 


27630. NI Trevanic, 2, 7 - Dimetilcktani dvuokis'yv azota. Zhurnal obshchey “hinid, 
1949, Vio. &, 3. 1461 - 63, Bitlicer: 9S. 1463. 


SO: Knizhaya Letopis, Vol. 1, 1955 
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Zhurnal obshchey khimii, 1949, vyp. 8, s. 1464 - 66. -- bibliogr: s. 1466. 
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TITOV, A. I. 


27631. TITOV, A. I. Nitrovanie n. - pentene dvuokis'yu azota v gazovoy faze. zhurnel 
obshchey khimii 1949, vyp. 8, s. 1472 - 74. bibliogr: s. 1474 


SO): Knizhaya Letopis, Vol. 1, 1955 
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Anatomicheskiye obosnovaniya poyasnichnykh boley nosle kolopeksii po svoso- 
by kyummelye. Sodornik trudov (Arkhang. cos. med. in-t), vo. 9, 1949, 
s. 46-50, — Bibliosr: 12 nazv. 
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USSR/Chemi stry - Nitration Feb kg 
Chemietry - Hydrocarbons 


“Theory of Nitrating Saturated Hydrocarbons and 
Their Derivatives," A. I, Titov, 9 pp 


e 


“Zhur Obshch Khim" Vol XIX, No 2 


Studies mechaniem of activating action of methyl 
Sroups on reaction of side chains of polymethyl- 
benzenes with a nitrogen peroxide monomer. In- 
vestigates reaction of nitrogen peroxide with m- 
xylene under conditions favorable for formation 
of . m-tolylnitromethane and m-tolylinitromethane 
Gives easy method to obtain m-tolylnitrometnane 


concentrate& 
rat 
acid. ‘Submitted 7 Apr 47. eee 


07/16/2001 
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Mechanism of catalytic nitration of atic com: peer 26 
da tn the presence of mercury celts. Il. General * EAN Oi ho were a ' 
et reactions. Trans! ot axylmercury Cat sO, NG wert seater) ab 00° witht 7 | \ree 
gounde 1a reactions with nitric acid. A. 1. Titov and, (0.5 6.) in 10 whee (he a NynOs tected DY | | 
compouiapte,  Zhur. Obshchel Khim. (J. Cen. Chem gave almost Wc conversant ‘ \~e@ 
Ne SoreTecioany of, CA. As aie: 48, S0134.— It bas gave Hog with TCL OU: wich was ST sas | | 
been abown that ‘during nitration of nromatic Hg derive. og several GAYS: C HttgOhe UR? a " ‘ tens oe 
by HNO, tn the presence of N oxides there are ured (d. 1-2) urested * No 45 miu. at 45° sine arly gave 4 see 
nitroso compds. of their transformation mY (NOs san. of o-CiCalaNeXOs, which was quite stable even x * 
derivs., diazo compds.. nitrophenols, pitrosodiarythy- heating; alter 3 fre, at ROT WO RAYE 24-idy \3)40@ 
droxylamnines, and p-dinitro cout s.). in. of 3 K- Nycdior. m. 110°, while PADD of the diagpaiur st 117 @@ 
(p-MeCalladslig and 05 8, cominethylene to 10 ml. ined undesr® a EL a Lato hc ioiaee lo 
HINO, (dl. a and 0.5 ¢- trloxymiethylenc over 4.5 hrs. 0 ding diazon ain . “eth: tene 3 ted in the 3 idk 
at ag, stirring 0.0 be vee treatment with ice Faye Cattastie (1g) ana ‘Bg. tron yee eth av (7e@ 
68% p-nilrosotsiuene m. 484; the reshival liquid eh ty 25 ml. HNOs (el. 1A) and 0.1 € ony ene ON 2\ 5 
: * a The same Teacthon fut and stisred I hr. gave up dist, O18 8. 7,4.5-MelOr- ars ree 
: tbe HNO - CAL OH. tt Ce Ore Le walat, (U4 x) of oe Cal beNOs “\3@ e 
ti and o-MeCall NO. At low tenn’ the sraction £4Ve the |? 
‘Adin. of 2 6: (aeMeCe :|"@@ 
4. 2.4) 2 ayn S3 
di 2 t Shr. team bath 
Tr (peCICeH stig in the é fter * : F 
on milrorocklorobencenes Mm; *, diazonium compds. distn- est tte gave i aM 
Gao Bon trreal in the residual auth ee NO deriv. is ob- while the dist oe 3 © PICU BOAS, 9 
tained is good yielis up te ayai?, while above 60° p- nitrocresols. | We ee bh te 140 50° and { 
cee ae oye eS Gere ia auch se Tada | 
JUN Pe s -. H : 2 
m (a. FAD und 0.5 &- irioxvmethvlene alter 3 hus. (i. a go. 90%, about An of the itaazonttarees call (in saint. | 
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Mechanism of the nitration of aromatic compounds by 
nitric acid. Il. Relative electron potentials in aromatic 
com ds. Mechanism of the nitration of nitrophenols. 
A. I, Tituv. Zhur. Obshshel Khim. 19, 517-20(1949); 
T'Gen. Chem. U.S.S.R. 19, A07-76( 1040) (Engl. transla- 
tion); ef. CA. 43, Su12A.- -Nitravion by HNO, via iuter- 

yedinte reaction with NO, is possible only fur aromatic 
gompds. with a high relative electron potential (~0.1 v.). 


As the introduction of a NO, group flowers this potential, 
no reaction is obtained from 1-CisH»NO, or p-ONCHy- 
OEt and HNO, (d. 1.2-1.4) contg. N oxides. The ap- 
parent contradiction that o-, m-, and p-O,NC,H.OH and 
22,4-(0,N),C.HLOH are casily nitrated by HNO, under 
similar conditions if NO, is present is explained by an 


initial reaction step occurring between NO, and the nucleo- . 


philic union (O,NC.H,0)~ which has a higher relative 
-Ctkctron potential than QNC,H,OH. Expts. showed that 
(a) nitrophenolates of alkali metals react rapidly with 
NO, to give di- and trinitro derivs., while free nitropheuols 
Teact sluggishly or not at all; (b) in MeNO,, an ionizing 
solvent, nitration of o-O:NCsH,OH by NO, proceeds 
b rapidly. buat in CCl, a nonionizing solvent, the reaction 
aces only d°%. Formation of pleric ach from 2,4- 
{ON CLO tm MeNO, is nearly quant., while iu CCL 
the yield is below 10". On the busis of electronic struc- 
~tures, a parallel is drawn between nitration and the con- 
version of hydroquinones to quinones, both being con- 


CIA-RDP86-00513R001755820016-6 


PE ts Fe NSP eR a EO Ces ae ane 


oo. 


sidered oxidation processes. p-OsNCyH OR ¢ of 1-CyH NO, 
(I g.) treated with 5 ml. FINO, (d. 1.37) did not react 
when cither NyHyH)SO, (0,05 g., to remove traces of N 
oxides) or trivxymethylene (0.05 g., to insure the presence 
of NO,) was added. p-OsNCGH,OH (1 g.) with 5 aml. 
HNO, (d. 1.36) and 0.065 g. trioxymethylene gave 0.75 g. 
2,4-(Q)N) CHLON; addn. of U.S go Nall HSO, to 
another sample guve no resction. Similar results were 
obtained from the m- and e-isomers. To3 samples of |g. 
2,4-(O,N);CgH,OH and 40 rl. HNO, (d. 1.2) was added 
0.05 g. trioxymethylence, 0.5 g. (HiN):;CO.HNO,, and 
02g. NHiNO,; in the Ist case was obtained 0.88 g. picric 
acid, in the 2nd case 0.92 g. starting m>terial, and in the 
3rd case, due to incomplete removal of N oxides, some 
nitration occurred. A mixt. (0.43 g.) of dinitropbenols, 
cinainly 2,4-(O)NC HOH, was obtained from 0.5 x. 
anhyd. 0-ONCGONa in 20 inl. dry CCL and 1 ml. 
liquid NO,. Similarly, 0.31 g. picric acid was formed from 
O.5 g. 2,4-(O:N)sColsONa in LO ml. dry MeNO, and 1 mi. 
NOz: so reaction occurred with the free phenols. 
' Kitty Lus 
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Theory of nitration of saturated 
derivatives. VI. Nitration in the 


icf. CA. 43, Mec 
side-chain reac- 6.0%. 
The reaction with 
CHINO): (1) and m-MeCyih- 
oxylyl nitrate, m-MeC HCHO, m- 
eC C(NO,), (IID were isolated 
o-XNylene and mesitylene react at 
room temp. and yield gem-dinitro derivs., a8 well as acids 
and aldehydes. m-Xylece (Gu0 tol), 20g. CuSO,, and 10 
j ml. NO, on standing 25 days with addn. of 10 mi. NO, 
ty every 8 days and treatment according to the previously 
i iven scheme (T., C.A. 42, soap) gave 25.8 ¢. K salt of 
!t) DL after stirring the hydrocarbon layer with 30% KHC / 
and 50% KiCO}; the bicurbonate solo. with Br gave 3.6 
! { &. m-tolylbromodinitromethane, which with ale. KOH gave bonates; on heating 
i 73g. erty, of w-gem-dinitrorylene. Acidification of yields m-toluic acid; 
| the mother liquor yielded 11.8 g. 3-MeCH,COwH, m. immediately yields th 
i 


BVQm Valeviava (pow ar 


108-10°. Treatment of the residual solos. with 20% - 6 deriv. with alc, KOH 
KOH and EtsNH gave after 24 hrs. standing 16g. K 

uitroxylenol while bromination of the soln. gave 6.1 g washing 
m-MeCH,CH(NO.) Br. Sepn. of the remaining products o-tolyldi- 
- Fave the total compn. of the products: HI 0.3, I 33.4; methe: bicarbonate 
free, m-xylyl nitrate 4.0, m-MeC,CHO 4.1, 3-MeC,- 

H.CO,H 20.4, residuals 30.7%. Passage of 36 g. NO, 

and 0.5 1. O, into 200, mt. m-xylene and 20 g. CuSO, in 3 

bra. gave: 1110.7, 16.9, If 54.7, m-xylyl nitrate 1.6. m- 
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eat; addn. of dil. HCY Gave a total of 9.6 g. agt‘adinitre ee 

a 5 btiems, m. 42° (Iroc pete ether); treat: 
ment of the residual soins. with 10% KOH and ENH, ee 
fe by bromination, ave 2.6 g. of Presumably o. ee 
tol Initrodibromomethaue 4s an oily liquid: heating the 
resins with ENHH 3 his, to 100° gave £. of presuin ee 
ably o-xylyldiethylamine; distn. of the residual oil gave ee 
a amt. of v-trlnakledpde, kdentitia! ay the semivaris. 
some, m. 316-27 Mesitytene reacts vigurosly with ev 
S\ Even at room temp. After allowing 150 mi. mesityl. ee 
ene and 10 ml. NO, to stand overnight there were ob. . 

, tained: 0.6 g 3,5-SaGi CHO (identified as the semi- ee 
carbazone), 1.1 g, S,5-Ales CU CUUNOs)s (isolatert an the ee 
K davie.; free substance, prisins, im, O1-2°), La K. care 
boxytle acids, and 16g, as-nitsomesitytene, Reaction ee 
of HNO, with mesitylene in AcOH leads to nitration und ee 
Oxidation of the side chains only in the presence of NO,. 


G. M. Kusolapoff 
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Nitration of 2,7-dimethyloctane by nitrogen dioside. 
AL 4..Tituv. Zhur, Obshe het Khon. iJ. Gen. Cheus.3 19, 
HIGh UIM40) 5 cf, CAL 48, OF 208. Nitration of 2y7-ds. 

* methylostane UY by NO in Hiquidl phase proceeds avoonding 
to the provedure outhied far alkvlated beneenes | Phe 
tadical formation in the initial Mepis niuch mote taped 
than in the vapor-phase nitration am the over-all operas. 
tion is, hence, more rapid. Addn. of 200 5. iso. AmB to 
Nea wite it EGO gave 70°. Tobie! this (aby dad 
TO gs airy CuScy were Created ana water bath over | hits. 
with 2g. NO} did. with Pf aul. T, wath satelite ons 
Pesige of SEO (lor app. ef. ct 42, 72000 Alter 
Washing with HO, the mixt. was cabd, with KRELCO, and 
RCO, which eatd. 1g. org. wens. Esta. with 10 gil. 
1%. NaOle and pacnage of CO, inte the ext, kave ING pg. 
vitra derive, while acidification by AcOH gave Sy. 

viscous of, with an addal. fg. obtained on acidification 
SRBC Steam distn, of the crude product gave 10,7 xg. 
substantially I -nitro-2,7 sdimethylactane, Dy E248", nts 
L.ANBE. The residual liquid after alk. extus. g2Ve some 
unreacted I (removed by distn.), and the residual 19 g- oi 
with 400% NaHSO, gave 0.8 s. aldchyde, probably 2,7- 
dimethyloctanal, The tesidual org. matter upon «dist. 
gave wt series of fractions, by 0-125, from which 7.6 K. 2- 
nitro-2,7 -dimethyloctane, byt 125°, 24? 1.4371, was isolated. 
The low-boiling fractions were probably ROL and its 
ister. | Nitration as above at 10-40" with dy mi Dand 
Zink. NyOy gave 0.8 g. carboxylic aviils, 4.7 g. primary and 
secumbary niteo derive, atid 12.2 &. crude fertiary astra 
dery., which on frartionation wave aosimall amt. of 2,7. 
dinttro.2,7 dimethylotane AS it hist. sesthue (bye above 
HELSy im. Lone, Gi. M. Kosolapoff 
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ena: 


TiToy, AL 


Nitsation of beptane and 2,7 dimethyloctane witb 
— nitric acid. 1. Fiatey. thus. Olah heb Aho. (- 
Gen. Chem.) 19, 1404-OCHO} Jef C..4.42, Tat. -Varul- 
fins are net nitrated by JINO, 10 absence of NOd- 2,7- 
Dimethylodane (2 g.), allowed to stand i days at 12-35° 
f vith DD inl. NOs (d. 142), gave anly 4 trace of carbosylic 
acids and no NOs derivs. if 2 y. ure) mtrate was present tO 
suppress NOs formation. Addn. of Daml. NO} to such a 
reaction miixt. gave L.Og- primary Nogderit.. U.N g. feriwry 


Le No)yderiv., and 1.5. carboxylic acids. NOy Cian.) with- 
out HNO, pave 2.5 g. primary NO, deriv., UA &- terti- 
ary NOs deriv, and (5 &- carboxylic acids; the primary 
deriv. Was cut. with the aid Af EGNTE, an akichyde wis 
Hetected by NablSOs esti. Heating 8 unl, he plane with 10) 
Tanb. NO, td. 1.2) with I. NOy ut sealed tube 3 hrs. on 
asteam bath gave ane yg. crude nite derives. stich yiehtel 
Liz g. secondary NO, derw., bea 100 57, b. yug- 7", conty. 
only a thrice of primary amilog; sone 1AM g. nneistiflable 


_teaihic wits obtained as well ay OLN Be cride carbovyhe 
acids. Repetition with substitutions 0! aes) 5 
for NO} gave only teices of react, G. MR. 
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7 
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agp/Chemistry - Nitration | 
8 ; . Heptane 


> n- tane With Witrogen Dioxide qn 
"Ritration of n ot oa : Be : 
imeni K. Ye. yoroshilov, 3 PP 


"ghur Obshch Khim" Vol XIX, No 8 


Main : nitropen- 
; tration is secondary 
Leer accordance with nel aia 
orig I <xonovalov’s principle. Sul 

and M. I. 

26 Apr 48. 


a ae 


; wngTeh 
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and 2 - naphiyimescusy 
tion of naphthalene by nitric 
Laptev. Doklady Ukad 


Oxidative aitration of 1- 
nitrates. Mechanism of nitra 
acid. A.J. Titev and N.G. 
Nauk NSN. 66, ial Bue); cf. Ub. 43, Gite f 
be atid 2 Cet LR NOS inider the action af coned LENO) tt 
the presence of N ovides ace transformed inte 2.4 dinitre \- 
naphthol in over fave yiehls; hiteation of Galle by 
LENO), which proceeds vit Intermediate reactiat with NO, | 
docs not go through a nitroso deriv. Eqnimotar arnts. of 
L-CysllsbigCl and AgNO, in warn Me,CO-ELOH give the 
corresponding nitrate, m. 17-8. This #2 gp.) added at 
ae qo! inthe he. to bh mil. HNO, td. 10) with (2 g. Ge 
ovvinethylene, kept The ata ia, aiid cooled, gave ad 
gc. etude 844 Need LOU (pire), at. 134 G7), trsbatecl 
by extn, with 5¢p NaOul and acidification; the revidial 
Notn. xave on steain disth. BRO 00 gd L-WNCullfs, 0. 
“8. DCalbbgNOn mt ay?, similarly gave iS a are 
2 gadinitra-t-naphthol and no ONCult. The following 
reaction mechanisst is proposed (Ro = Colle niclens) * 

{-RHgNO, + UNO) 1-RNO + (Ht) <> REINO + 

(H,0) -~ 1,4-R(HNOH)(OH) + (NO) — 1,4-R(NOI- 5 

OH + (NO) — 1,4-R(NOJOH + (NO) -- L2.4- 

R(NO)OH,; with the 2.}1g NOs isomer the process issimilar 

amt a L24NHOUWOH intermediate forms. The railts 

iidicate that nitration af Coil. eovtirs bv ineans of Nok 

Tonemen, as tt takes place aeaehidy at SOUR ste FINO of af. 

Le at tow NO, conett. wi, Cb 42, Shoat; ab the actin’ 

form were dimesic NO, the (initrenaphthol should have 


been detected 5 thas ts erent the case, except in gmatite ants. 
CG. M. Kosolapedt 6 
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TITOV, A.I. 


USSR/Chemistry - Oxidants, Fuels, Pro- 21 Dec 51 

pellants 7 
"Mechanism of the Nitration of Paraffins and 
Cycloparartins With Nitrogen Pentoxide," A. I. 
Titov, I. V. Shchitov 


"Dok Ak Nauk SSSR" Yol LYYZT, to 4 > be 1085-1088 


Nod, reacts with the paraffin chain in an inert 
solVent at temps below 0° to form alkylnitrates, 
nitroalkanes, and carboxylic acids. According 
to the authors’ theory, the paraffin loses a. 
hydrogen atom to form a free alkyl group upon the 


215716 


group arising from the equil dissocn Np0st NOs 7 
N03, is more active than NOp- NOp has an inhibit- 
ing influence on the rate of the reaction. Wi- 
tration of n-octane at 0° yielded sec-octane and 
n-octylnitrate. 
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TITOV, A. Ie 


nt ei heer 48 tes pt 


"Theory of the Nitration of Saturated Hydrocarbons and of Side Chairs of aryl 
Paraffins," Usp. Khim,, 21, No.8, pp 881-913, 1952 


Trabslation W-27185, 11 Aug 53 


Military Medical Academy im. Voroshilov during 197-1950 
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Mechaniem of reaction of nit 
Zhur. Obshchay Khim, 22, Cea as with aromatic hydrocarbons, 
(CA 47 no,13:6360) : MLRA 5:8) 


APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6" 


"APPROVED FOR RELEASE: 07/16/2001 CIA-RDP86-00513R001755820016-6 


2ST Sibe QE entree tee ares ere 


ear ee 


TITOV, As,I.; BARYSHNIKOVA, A.Ho 
Mechaniem of nitration of aromatic compounds with nitric acid, III, Wi- 
tration of benzene by dilute nitric acid. Zhmur, Obshchsy Khia. 22, 1335 
8 '52. (MERA 5:8) 

(Ca 47 no.13:6361 '53) 
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TITOV, A. I. and Rusanov, D. Ye. 


"The Action of Oxides of Nitrogen and Nitric Acid on Mercury Paraffinic 
Compounds, 


Utilization of the Reaction for the Investigation of the Nitration 
of Paraffins," Dokl. AN SSSR, 82, No.l, pp 65-68, 1952 


Translation W-23139, 20 Jun 52 
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TITOV, A.I., SMIPNOV, V.V. 


Chemistry, Organic ~ Synthesis 


Effect of complex formaticn, ionizaticn, and {scmerization cf organic substances 
cn their chemical activity during nitration. Synthesis cf phenyltrinitrcomethane 
and its properties. Hokl AN SSSR 83 No. 2 (1952) 


Monthly List of Russian Accessions, Library of Cangress, August, 1952. Unclassifed. 
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SEB BTR 


mee at 


sears reels Sirs 


TERRE K 


Theory yo pitration of saturated hydrocarbons and their’ 
derivatives. i. Processes of diffusion and tho role of 
hermetically sealed re actors In nitration with nitric acid in 


' ; the liquid phise. A. 1. Fitoy and M. K. Matyeeya, 

| Sbornik State) OSticReR KR S Aga, Nauk TES. T, 
241-5(1953); cf. CA. 43, GO44d; 47, 27165.—In nitration 

| of paraffins. with HNO, the closure of th- reaction vessels 


(usually sealing of tubes) is an essential factor in aitracion 
since it asstires the preiervation of Ny and NO in the 
reaction zone. In ling d phase nitratio there accurs a lax- 
of the diffusion processes behind the accsal course of the : 
reaction; this causes a slowing down of the scaction propir : 
and manifests itself in alteration of the quant. anits. of 
products: the relative yield of mouo- and -gent-dinitra 
derivs. rise, while oxidation products decline. This Jag 
increases with she more reactive hydrocarbons und with 
tlevation.of tenp., althongh it dopends on the desir af the 
app, and the meehdni conditions. The liquid phase 
J Hitration in sealed trbes gives a much hetter yiel lof total _ 
products if the tubes are placed” horizontally rather thin” 

vertically; patticukicly peat bs the increase of the avidation 
> products. “As the reaction tubes acc increased in cross 

nection, Che sage effet is olerved and yield factors of 2 ord 

are Het inconimon bs reseduies with xylene ancl cyelohevans, 

Nifeatione with) NO, pave scalar results, CG MLE. a” 


mies me 
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Mechanism nt oxidation and nitration of ¢ 
allric acid and nitogea prides. 1. Form 
hexyl nitrite and Litermediate products in its 
into adipic acid. A. L. Titov, and M 
Sharnik Statel Obshihet RAS -1 “NRad. 
940-51; ef. CA. 47, 27150.—In rlitratio: 
N oxides the iniuial step is the for 
1 HNO; tHe radical react: 
ding RNOg tnd RONG, 
the formation of RONO becomes mere 
adie) aise reacts with NiOe 
and RONO: (with NO by 
to ROE and PINOy the 
ketone and to the acid 
ROH ts al esierifie | and 
d diecycl 


cred. 
fof 
ol 
» Cdl 
{af product, 
1.44870, as obitatnedd. Heating 
(COW): 10 hrs. to 130-407 gare 
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nee ee 


dloheryl catty, 

-5? in loosa}y” 

stoppered flask gave (CH(COW): CHO, 

cyclohexanone, dicyelohesyt etaer, dicyclo 

clohesy! adipate. When cyclo! 

(horizontal) 6 

the prod 1 (CHH)(CO2 

adipate, Callas! 

reaction wit 


(CH: CO:H b- 
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ew reaction for preparatian of organcarsenlc coarpounds. 


. Synthesis of derivatives of mathrlenediarsine. | J. 

ifey and B B. jsuip . Sbarntke Stately ObikcRiT K afar ey 
Heirons }; cf. C.A. 42, 508¢.--Heating 10 2. Ask, 

Fe KiCOh, 200 ml. AcqO and 60 ml. AcOH 1.9 hrs, at 
115-38°, cooling, addn. of 150 mt. AcOH and 40 wal. H,0, 
bailing 0.5 hr. aud filtering hot, gave 2 ppt. which wus 
washed with 200 mi. AcOH, the filtrates cvapd. tt etcea, 


the residue treated with 900 int. HO and deied gave methyt- 
enedésrrine oxide, 12.3 g., @4% (from AcOH), CHAAs0h 
(LE), in 2 forms oe of which is tof in Crbfs, the ather used; 
beth forms. mm 212-20° fdecempa th cwsedbls une int 
diner of the ather, beth are feducul be ag Maha 

yellow arseno compd. C/fitor EP f4 g pan 20 mi coacd 

HC3 heated 0.5 Ar. to @-70° and cosied gave 4.0 ge. Odie 
Ais, ma. 72-2.5° (from CCi), hick is attacked by He 


Treatment with dry NH: in CHC gave CH, tt 4 yellow. 
‘decomp. 122-9. [with 48° HBr heated 0.5 6 tn bon? 
gave ou cooling Ciiy458r,, m. $7 4° tion OCG. Tirat- 
ment of §¢ Ewith oath Ho and [Sal der Goh and 


heating to 70° eave onevaon 10%, SS be hifi om he 
tdecompn ; (from fo Ett |e press tive ot eel 
phthalein this titrate: as a trifasic arad. Pre vend te ree 
duced by Nalt,PQh to the velioe arseno deri eile dower 
The syntitesis i dete vel to praceed through rou tree uf 
unsatd spoadtety chirged ates Ac af As(OAr yg. and 
-aueleaphile Coof the adieu or cnotete af AeQQ) Mlectieansent 
of the reaction wodrcusedt in detad (ie tast wage of Ub 
Process being CHA OAc. IT. Structure ef high 
molecular weight products of reaction. Understendi 4 of 
Cadet reaction. U[bid. 1473-7; cf Cadet de Gassx curt 
Bfena. sacants Aranges 3, 363(1780).—Reaction of 40% 
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ction of the palyiner 2 
TOyQee en dn 
Leen Vetbee 


the 


CHAO}, and ASG, ton. 
CO, and a9 mA 
ab the product with amb. HO tet 
thot) and cooing xave 
was extd, with | 


The ppt 


treated with 150 til. 
heought into soln. 


dete farmatia of 
P ac tale ¥ 
> AsO. yields 4 

AcQ ton viel 
yields OASCH carbanion, & 


nS 


10 Tie | 
ds OASCH.CU: 


Diia. 


vt. As deriv). 27 
A . ; 


ee eo 

eye ana, 
and OASCH CO ASU, 
jan and AcOASO; 
ywath Ass and gives 
100g. 


hich reict 

Ties ting 
eA OS hed. ois eaten Path, creacarene 
Lreaag a ahr, filtration 
c hitthe CHECARO® fren the tilirate. 
Pty deavuns Vyoqe 
wt; eo 
with McOlM gave a ppt. ab paky- 
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fence of ACO at Cnr Dees giehb 


PCL ASAD A. 
poabart the ftunas 
Gane beac 
ay spot ae 
SPA Le teh SO 
AGU, 
ahh 
wonh witht 
Ja of CO; 


atest 


As.0;, 10 g- 


shi wine 


teow comune telly’ 


meric (CH:AsO.f bs. og g., which was purified by reduction 


with Nahi, vO, to the 
to the arsine 
partly sot. in hot HHO. 
reaction gives more polymer. 


with 10+ 


arena deriv, which was renxktized 
ack palymer, 2-44, 
Longer duration ag the ariginal 


The polymer utso farted ot 


decomp. t#3-4 


heating CHiAs.O) with As(OAc); mi the presence wf hases. 


or on heating with 
(OAc)s, the 


polymer 


Ac,0-AcOK, 


cansists of second 


fu Ute presence af As- 
tary acids, 


hut with: 


out the triacetate the product is 2 mixture of equal ameuate 
secondary ant tertiary derivs . 


bridges. 


Heating AsiOs 


(10 g.), KOAc 


powibly + yoles with CHy 


(2) g.) and SO wl. 


AcOH 6 hrs. at aga? alia pave polvaner of the arsinic acid. 


fIeating CHLAg,G; with the unoxidized palyiner and 
waieh wath HgCh gave (Afes- 


- gave homo 
Heating the above mixt. 


‘A3)0.2Hg Ch. 
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Ast: aio gave this materhe tieng a: 1fe 2 Pee a 
kp? EL é tneSer e clpeth viene dusfstine 
and aikyldiaryiarsines.  [bn?. 1373 8) 
PR AsOASPh, with 128 g. KQAc and 50 mf. Ac tars. al 
125°, cooling, addiag 69 int HO, followed by 20° KOU 
until weakly basic, heating 15 min., cooling and exte. with 
EtyO gave on evapa, of the ext. 3 g, (PhzAshO, white the 
filtrate gave Ph;MeAs, bis 1G8-7E°. The residue wad 
trented with hot EtOH yielding 15.2% CH AsPhah, 10. 
07-7.8° (from EtOH); coned. TINO, oxidizes this to Phe 
ArH, m. 174°, To PuMgir from 97.6 ¢. Phisr was 
niided & g. CH AWCH in Cele: after 0.6 fir. reflux the mic 
- ture was hydrolyzed coaventlanally with dil, HCH sad the 
evagd. org. tayer was heated with ErOtl to G0 76° to dis- 
golve Plz, leaving behind 71 1% CHAAsT Ae, 1 a7? 
This with excess Mel reflucsed 5 hrs. gave 72% dincthvedide, 
im. {73° (from dit. FrOH) Heating (PueAshO (a gE) 
with 69 g. K:CO, and 2idiy. ACO LT hrs. at 1H}? folhwed by 
neutralization with 239 “aOlt, oxto. with Fre) aad evapr. 


gave 15 g. (PhsAa}O, while the revidual oif gave 05% Phe 
MeAs, by 185-707; smetaredule at. 1ae, ffeating 40 ¢g. 
(Ph:AshO with 50 ¢. KO:C kt ant 19 ml. CELCO.,0 & hrs. 
at 180? gave 53.6% Ph tts, Dio 162-8°; methiadide, m. 
170°. Similarly KROACPr and (PrCO2%0 gave E95 PRe- 
PrdAs, ty (8 81°. GM. Kosotapoff— 
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p . 5 smycounds. Il. Steucture 

snl tn, 4? Sreenie Arsenic Comscouncse eo 

x - ayy for the rroduction oF Urrente A. eee Ah s bac EGY 

Ey ee ¥ 4 eratnets. On the Resebion of Gack, oe VAD, 
ore BS ~ roy are g Ly "WON woe bo Pee EE: Peace “ Vf ped peer 

of Hirh Voleenlnr Reachion Froenebse lm on Les Sf gangs au rnueone. Clon oie) y 

ney khimii (Collecbion oF m pers 


Sbornik statey ~o ooche ie 
Sbornik “ aa 160°3 oes 1680-1425. 
Vol II, Moscow-Lening 1973, oe 
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nis = Ge ate late. |e 
TiToy 2. 7.3 ond Lavti 1. 3. 


: ¢ 
Syntheses of Pebrosbenyl Methylene Gleesine ond athyte] my] famines, 


Me penyel 
Pave 1475, Shornik ststey ro opshchey khirii (Collee! Pacers 

7 “1 . Tend La r ream THES ILSS 
on Genersl Chenistey), Vol TI, toscow-Leningrat, 1953, pores lOSO-1O86. 


oa 
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TITOV, A. I. 


"Mechanism of oxidation and nitration of cyclohexane with nitric acid and nitrogen 
oxides. Part 1." Titov, A. I., Matveeva, M. K. (p. 238) 


SO; Journal of General Chemistry (Zhurnal OBshchei Khimii) 1953, Volume No. 23, No. 2. 


a eee ea 
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USSR. 


“Mechanism of methylation of 2-aminopyridine according 
to Leuckart and condensation of dnmeihyminmapyridine 
with formaldehyde. A.J. Titoy and AN. Barvshnikoya. 


J. Gen. Chem. USS siete RGasse 2003 (Engl. translation}. 
—See C.A 48, 27H. HOLL. Ho 
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fen and oxidation of cuclebergne.—s 
Se yar J. Gen. of, Suclphergae.—s ; 
o 1953X Engl, tran a ae 47, i ‘ 
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tiToy, A. I. 


A new method of introduction of Augsing Into an aromatic 
‘aucleus. A. UL. Titoy and / . Baryshnikeva, Zhur. 
Chemical Abst. Obskehel Khim, 25, 716-7010 ).—Cradual addn. of 8 x. 
Vol. 48 No. 5 ’ PANHOU at 0° to 36 ml. abs. HP ina Cu crucible, follawed 
jby 2 days at 10°, treatment with K,CO; soln., and steam 
Mar. 10, 1954 lista: gave 3.8 g. pP-FOUN:, bi 887, deo : ig rakes ‘i 
: van, 10.69. The reaction may occur by adda. of P ton to 
Orgenic Chemistry > PHNH ion, rising from dehydration on the initially 
: formed PhNHO® 4,*, followed by yratol ionic rearrangement 

“to the final proc ciet.. __G.M. _ Kosalapofl 
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td orbitat overtup in eyclopropane can expected to te 
_ than norma: 2 1 C-C links in this st hater” 
ore akin to ordiuary e-bonds, which corcespon™ 
nydracarben 


the : 
references) he nitra- be ti 
sence of strong acids ptc-. phys and chem. prov i this 
gia complex of adica no the reaction th NOs froutd proceed similarly to iat 
with the ie) > the la the olefins, forming an interme Hy QgNCH 
NOY forms oximes: ¢, CHe, with NOs, gividg, CHACH NO:h aed ONECE: 
d-by = this is confirmed bY. formation of color betwmeey &- 
aa ne com cand C(NOs)« and by ‘the pitratiot 
a Fe Russ Phys: Chem. Ses. 


ty oF pats: NO. 
‘dinitro deriva.» nitro 
: fete t Pp 
rare > glene Nametkin.cb at. > be 
- follow - NO, C8) 
6.2 %: pet ofeoeeee ages 


€ 
mination y nitrodlefins« In. rea 
‘rene oF cy with NOs oF dil. “H a ek 
od (1926))- Typleat -expts- 12 - 
dropwise M1 ml. PhNO: qnd BO to 2.» gs PACK = 
PhNO-BtsO at 6° with percolaliolt by RG : 
d with g-naphthe! ave thO- " 


ju 50 ml. PhNUs 
{ the mixt- coupled W 
, eyciohexc” 
. 2  HNOs (d. 1 ) was satd. with 
Qhrs., the ad- ext. gave simi 0.3 g-08 the dye- Puser 
of 2.21.0 into 20.7 &- phCH:CHs at 6°, Wi 
i from 3 pubbler, yielded 13.4 g- viscots. 
gud insted only 


ag. ext. 9 


2 


it 
troaceto 


phestone formed: 
‘A tow.concn. of NOs’ 42, was obtained 
“Cc earrying NOt (from a Na! 
efotexcnie in CHBrs B3VS largely & product, 
-35.4% Bt: NOs (3 mi.) ia cold Et,O added 
854 Gu, in BLO, and kept cred. with NO at 
tg. styrene pseudonitrosite- : 


ined [ 


nitros 
The struc yrene: pseu! 
-NO, corresp that expected from a. tadi 
it should yield phcH 


and in an fonic reaction in- 
aot Jeay Ny while actually 


* COMNTse, gince on fo! 
CHLNO, (ie. itrosoni 
AcIH one would expect 
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Pub. 151.- 28/42 


Titov, A. I., and Maklyaev, F. be 


tA PERE EAE 
Conjugated addition reactions of halogens to olefins. Part 1.- 


ghur. ob. Khim. 24/9, 1624-1630, Sep 1954, 


The idea of conjugated addition reactions of halogens over multiple 
bonds is introduced and reviewed. Experiments showed that halogen 
molecules display the characteristics of strong aprotonic acids (effec~- & 
tive electrophilic nature), and olefins (in 4 somewhat less effective 
form) possess these pagic characteristics only as result of the rela- 
tively weakly pound pi-electrons. The initial stages of reaction, 
between halogens and olefins, are explained, ‘the general laws and the 
special cases where halogens react with unsaturated compounds, in ac- 
cordance with the ion mechanism, are listed. Forty-five references: 
23-USA; 18-USSR and 1,-German (1905-1948) « 


March 19, 1954 
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Card 1/l 
Authors ’ | 
Title t 
Periodical 
Abatract 3 


Institution : 


Submitted : 


Pub. 151 - 29/h2 
Titov, poh Tes and Maklyaev, F. L. 
Conjugated addition reactions of halogens to olefins. Part 2.- 


Zhur, ob. khim. 24/9, 1631-1635, Sep 1954 


Investigations were conducted for the purpose of finding suitable 


methods of synthesizing beta~halogenated ethyl ethers of benzene-and 
p-toluene sulfonic acids, beta-chlorethyl sulphate, chlorosulfonate, 


phosphate and mixed 1,2-dihalogenated ethanes by the conjugated reac- 


tion method by directing the alkylating action of the complex to proper 
third component, The results obtained are described in detail. Seven 
references: 2-USA; 2-USSR and 3-German (1920-1954). Tables. 


March 19, 1954 
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‘USSE/ Chemistry - Addition reactions oa 


BM card 1/1 Pub. 151 - 30/37 


-pathors : Titov, A. I., and Maklyaev, F. L. 
Title. " : Gonjugated addition reactions of halides to olefines; Part 3,- Order of 
“oe addition to nonsymmetrical olefines. 


‘Periodical : Zhur. ob. khim. 24/10, 1860-1862, Oct 1954 


Abstract : A method determining the order of addition of halides to other nonsymmetrical 
olefines, in the case of conjugated reactions, is briefly described, The pro~ 
ducts obtained from the reaction of Cl with propylene, in a medium of homolo- 
gous acids, are listed. The order of addition of olefines (e. g., to propyl- 
ene) in conjugated reactions can be determined by considering the effect of 

. substi*utes on the distribution of the positive charge in the intermediate 
halide-olefine complex. Five references: 2-USSR; 1-Belgian; 1-French and 
1-German (1902-1954). . 


Institution 


oo 
. 


AA submitted : March 19, 1954 
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nee : ae Y Mechanism of catalytic nitvetion nf aromatic compounds - 
Migr ret OF ogy te ¢ in the presence of sattacé meceury, Lf. New directions of 
' ; + the teaction ja nltration of totue AS. Titey and ALN. : : i : 
: urysbpitoy:. Zhur. Obshelri’ igoas (oe Cote a ae a 
cf. CA, 43, O58ie.—Metth 14 mb), WO nk HNO Gb. os 
1.02), 10g. He€NO.), and 2. NaNO, kept 16 days ina 
cfosed flask, 10g. He( NO): ad 40 int, TENG, (dl. 2.5) added” ‘ : 
und the mist. cooled and filtered sdffcr 1 more days, yielded” ; ‘ 
13g. PONCE COLL, 13 og. bonerie tolyldiazonium ; 
salts (detd. by titration with 2-C.dhQH), E84 g. trinitro- 
meeresol, mt. PO 100%, and 24g. wniaed nitroeresols. The : a 
org. layer heated with NUP gave $b go PRODNEt: Ate 
(pierate, or. F229) snd mixed nitratatuencs, cont. 629% p- ‘ - % : ae 
feomer. Heating 50 nib, MeUl:, Qt ret. FE NO, (dad. 1.1), and z . : 
40 g. Lgl NO): 30 hrs, at 50-60" in a strc of NO gave 3.3 
a. mixed nitroctsols contg. 0.73 g. trinitro-m-ercsol and . 
same dinitro-nz-eresol, mm. 83°, from which was isolated+ 
dinitro-f-cresol, m, $0-2°, and scime mixed nitrotoluencs. 
MePh (20 mi.)}, 100 mt. HNO: (i. 1.2), 20 g. Hg(NOy)s, acd 
0.2 g. trloxyimethy lene its 10 brs. ut 100° gave 2.19 g. trinitra- 


meecresol, O14 i. dinttneo-cresol, 8 g. mixed nitrocresola, + - Dake a4 

9.3 g. olvedt niteatohiencs, avd 7.0 ¢, Hg salts. Tleating I oe ; 
g. P-ONCALCOCILPH, Gant, PANO. aud 3 sul, EtsNH 8. ‘ See Se end 
hra. on a steam bath gave 0.12 g. p-O2NC.H.COH, 0.15 Zz. ' we : f od 


PRCHANEG, and 0.73 g. uneructed ester, A similar alkyla- 
ido waa observed with B2N0CILPh. G. M. Kosulapoff_u 
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USSR/Chemistry - Addition reactions 
Card 1/1 Pub, 22 - 26/47 


Authors + Titov, A. I., and Maklyayev, F. L. 


sccsit iba's ENT 


Title : Conjugated addition reactions of halides to olefins 


Macs 


Periodical : Dok. AN SSSR 98/5, 795-798, Oct 11, 1954 


Abstract : The mechanism of conjugated addition reactions, especially in the case of 
the addition of halides to olefins of an ionic or radical nature, is ex- - 
plained. Using the method of conjugated reactions — simultaneous jntro- eel 
duction of halides and olefin into appropriate acids ~ the authors realized 
the synthesis of Beta-~chloro- and beta bromoalkyl esters of different acids, 
The addition products, obtained from halide-olefin conjugated reaction, are 
described. The application of the conjugated reaction idea to other types 

of additions, with multiple bonds, was recommended. Five references: 2- 

USSR; 2-USA and 1-—German (1925-1947). 


Institution : 
Presented by : Academician I. L. Knunyants, May 27, 1954 
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